Experimental procedures, copies 1H and 13C NMR spectra for all reported compounds, details of XRD analysis and UV-visible spectra for kinetic assays 
4-Methyl-N-[[1-(4-methylphenyl)-1H-1,2,3-triazol-4-yl]methylene]benzenamine (2dd')
Colorless crystalline solid, 89% yield, mp 165-166 o C. 1 
4-Methyl-N-[(1-phenyl-1H-1,2,3-triazol-4-yl)methylene]benzenamine (2cd')

4-Methoxy-N-[(1-phenyl-1H-1,2,3-triazol-4-yl)methylene]benzenamine (2ce')
Kinetic assays
Aldehyde and amine reactants were mixed 1:1 in DMSO at 10 mM concentrations and heated to 100 o C. At desired timepoints, 2 µL aliquots were removed for each reaction and diluted 1:100 into DMSO in a 96 well plate at room temperature. Following the collection of the final timepoints, the absorbance of the plate was read using a plate reader. Reaction progress was monitored as an increase in the para-nitroaniline absorbance at 385 nm, which did not overlap with reactant or imine product absorbance. Control reactions showed that neither 1a itself nor the amines studied decomposed under these conditions to give absorbance in this region. Absorbance values acquired during the initial phase of each reaction (60-90 min)
were plotted using Excel and fit to a linear progression. The slope of each fit was used to calculate the initial rates of the overall rearrangement reactions using the values ε = 13,500 M -1 cm -1 ; path length = 0.6 cm to covert ΔAbs(385nm)/min into Δ[µM]/min.
Preparation of 1c from 1a
Aniline (18 mL, 0.20 mmol) and 1a (44 mg, 0.20 mmol) were dissolved in DMSO (5 mL) and stirred at 100 o C for 24 h. Upon cooling, the reaction was diluted into diethyl ether and washed 3x with 6 M HCl. The ether layer was dried over MgSO 4 and gravity filtered.
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Volatiles were removed via rotary evaporation to give 1c (23 mg, 0.12 mmol, 59%).
Characterization matched that previously reported. [2] was used for integration, scaling and absorption correction. The structures were initially solved and then refined using SHELXT Intrinsic Phasing and SHELXL [3] . Olex2 [4] was used as a graphical interface. The image for the above compound was generated using CrystalMaker 
